ensuring the security for long-term storage of weapons is always of the great cMehilaloncerns in the field of energetic materials. 1,3,5-Triamino-2,4,6-trinitrobenzene (TATB) is a remarkable explosive applied in nuclear weapons where extreme safety is required primarily. Owing to the strong inter or intra molecular hydrogen bonding, TATB shows poor solubility in most solvents. As the result, the particle shape and size of TATB products is hard to regulate, which closely related to the weapons stability. Herein, a new recrystallization method is provided to refine TATB using bicarbonate ionic liquids. Bicarbonate ionic liquids exhibited the record solubility (26.7 wt%) for dissolving TATB explosive. The recrystallized tAtB were spherical particles with uniform size and showed extremely insensitivity to impact (>100 J) and friction (>360 N). Moreover, the experimental 1 H and 13 c nMR spectra of tAtB in solution are reported for the first time.
extraction 24, 25 . Ionic liquids have been reported to dissolve a series of hydrogen-bond-rich natural products and 2D layered materials including cellulose, chitin, WS 2 , and graphene, showing their great potential in biomass, catalysis, solar cell and semiconductor [21] [22] [23] [24] [25] [26] [27] . For this reason, finding a kind of ionic liquid as TATB recrystallizing solvent will overcome the shortcomings of molecular solvents. Therefore, developing new kinds of ionic liquids to solve TATB's refining problem is of great interesting in the field of energetic materials.
In this work, we first investigated new materials for dissolving and refining TATB explosive based on 1-butyl-3-methylimidazolium bicarbonate (BmimHCO 3 ) and N,N,N,N-tetrapropylammonium bicarbonate (N 3333 HCO 3 ) ionic liquids. (Fig. 1 ) BmimHCO 3 and N 3333 HCO 3 ionic liquids are weak alkaline and colorless liquids at room temperature. By virtue of high TATB solubility in bicarbonate ionic liquids, the dissolution behaviour and structure of TATB in solutions were systematically studied. The morphology of raw TATB and recrystallized TATB in shape and size are discussed. In addition, sensitivity test of recrystallized TATB products were conducted and showed much more insensitive against impact and friction. This recrystallization method is helpful to improve the safety of TATB and gives more strategies for dissolving hydrogen-bond-rich materials.
Results and Discussion
Solubility of tAtB in BmimHco 3 and n 3333 Hco 3 ionic liquids. The solubility is measured by UV-Vis spectrophotometer from room temperature to 115 °C. (Fig. 2b ) BmimHCO 3 and N 3333 HCO 3 can dissolve 0.4 wt% and 0.18 wt% TATB at 20 °C, respectively. The color of solutions varied from colorless to yellow. When the solutions were heated up to 70 °C, TATB's solubility prominently increased, reaching 2.5 wt% and 5.9 wt% in BmimHCO 3 and N 3333 HCO 3 , separately. And the solutions turned into dark red. The solubility of TATB reaches the maximum when the temperature exceeds 100 °C. These bicarbonate ionic liquids dissolve much more TATB than any solvent reported. BmimHCO 3 can dissolve 20.7 wt% TATB at 110 °C, which is far higher than the known maximum record, 10 wt% in EmimAc 17 . Especially, N 3333 HCO 3 exhibits the highest solubility for TATB, reaching 26.7 wt% at 105 °C, and setting a new soluble record for TATB. The solubility of TATB in bicarbonate ionic liquids are clearly higher than that of common solvents, DMSO (0.007 wt%) and DMF (0.0027 wt%) currently in use. Bicarbonate ionic liquids also have a higher solubility than the harsh solvents including concentrated H 2 SO 4 (20 wt%) and NaOH (6.1 wt%) Spectroscopic investigation of TATB in bicarbonate ionic liquids. Due to the insoluble nature of TATB, no experimental NMR spectra of TATB was reported since its initial synthesis in 1887, which makes the structural research on TATB highly limited. In this work, the 1 H and 13 C NMR spectra of TATB in solution were collected for the first time. (Fig. 3a,b ) No any signal according to TATB in DMSO-d 6 is found without bicarbonate ionic liquids. However, obvious typical peaks of TATB are recorded on both 1 H and 13 C NMR spectra in N 3333 HCO 3 with DMSO-d 6 as locking solvent. The peak locates at 169.20 ppm on 13 C spectrum is attributed to the central sp 2 carbon atom in bicarbonate anion. With the addition of N 3333 HCO 3 , a new signal on 1 H spectrum located at 9.88 ppm and two signals at 148.65 ppm and 114.22 ppm on 13 C spectrum are clearly observed. These signals belong to the aromatic ring of TATB and coincide with the theoretical prediction of TATB in gas phase.
To better understand the solubility behaviour of TATB in bicarbonate ionic liquids, IR spectra of saturated TATB in N 3333 HCO 3 solutions were obtained at different temperatures. (Fig. 3c ) The specific frequencies of recrystallized TATB coincide with the standard TATB spectrum 28 , where 1219 cm −1 and 1175 cm −1 are attributed to the C-N stretch of amino and nitro groups connected to the aromatic ring, and the symmetric and asymmetric vibrations of N-H bonds are located at 3218 and 3317 cm −1 . Moreover, the absorption intensity of C-N bond and N-H bond is enhanced, suggesting the concentration of TATB increases. The characteristic absorptions of recrystallized TATB in C-N and N-H bond do not shift in solutions at different temperatures, which can be confirmed by previous literature and Spectral Database for Organic Compounds (SDBS) 28, 29 . Besides, the IR spectra of N 3333 HCO 3 as solvent did not have obvious change from room temperature to 110 °C. TATB maintains its own structure and spectral properties in bicarbonate ionic liquids, which are different from other nitrobenzene intermediates 30 .
We also investigated the viscosity of bicarbonate ionic liquids under the standard atmospheric pressure ( Fig. 4a ). Owing to the formation of bicarbonate anion dimer is thermodynamically favored, pure bicarbonate ionic liquids exhibit a large viscosity higher than 1000 mPa·s in room temperature. When heated up to 100 °C, the viscosity of BmimHCO 3 and N 3333 HCO 3 are decreased obviously to 187 mPa·s and 171 mPa·s, respectively. Compared with the common recrystallization solvents like DMSO (1.99 mPa·s) and H 2 SO 4 (23.8 mPa·s), BmimHCO 3 and N 3333 HCO 3 are still in a higher viscosity but have no effect on TATB dissolution in bicarbonate ionic liquids, which means the solvation of TATB is dominated by other physicochemical parameters of the solvents.
Thermal stability of bicarbonate ionic liquids is of vital importance in TATB recrystallization, which directly affect the yield and purity of refined TATB explosives. The thermal stabilities of BmimHCO 3 and N 3333 HCO 3 ionic liquids were assessed by thermogravimetric analysis (TGA) (Fig. 4b) . TGA results show that their initial weight reduction temperatures are higher than 170 °C, and no significant weight loss before 120 °C. The bicarbonate ionic www.nature.com/scientificreports www.nature.com/scientificreports/ liquids are also determined by differential scanning calorimetry (DSC). No obvious chemical decomposition is observed before 130 °C. The endothermic peak is found in 185 °C and 190 °C of BmimHCO 3 , N 3333 HCO 3 , coinciding with the above TGA results. All the ionic liquids maintain their chemical properties under 130 °C and provide stable solvent environment for refining TATB explosive.
The particle shape and size of energetic compounds are closely related to the sensitivity. We analyzed the morphology and particle size of raw and recrystallized TATB by optical microscopy (OM) and scanning electron microscopy (SEM). (Fig. 5 ) The appearance color of two TATB products (2a, 3a) after recrystallization do not show any significant change compared to raw TATB (1a). Different form the irregular accumulated particles of raw TATB under the OM (1b), homogeneously dispersed spherical particles of recrystallized TATB (2b) and (3b) are clearly observed. The N 3333 HCO 3 recrystallized TATB exhibits smaller particles size under the higher magnification. Angular and defective particles composed of tightly packed flaky crystals are observed in the raw TATB (1c, 1d). In comparison, refined TATB (2c, 2d) exhibited smooth sphere and uniform size after recrystallized by BmimHCO 3 , and the TATB product (3c, 3d) has smaller particles with regular size distribution after recrystallization by N 3333 HCO 3 . Different orientation of crystalline growth is an important reason causing obvious defects of raw TATB. Furthermore, the size distribution histograms were performed in column (e) in Fig. 5 . The raw TATB (1e) has a wider distribution from 1.0 μm to 50 μm, among which 78% of TATB are below 30 μm. The recrystallized TATB 2 shows a narrower particle size distribution from 5.0 μm to 10 μm, and the N 3333 HCO 3 recrystallized TATB 3 displays much more regular particle size within 2.0 ± 0.5 μm. Bicarbonate ionic liquids make TATB a smaller size and a more regular morphology.
Common TATB explosive owns a low mechanical sensitivity with 50 J to impact and >360 N to friction. (Table 1 ) Lowering impact sensitivity of TATB is still of vital importance for IHE. A noticeable result is that the recrystallized TATB in bicarbonate ionic liquids shows an unusual mechanical insensitivity (impact sensitivity >100 J and friction sensitivity >360 N). Compared to the mechanical sensitivity of raw TATB explosive and other TATB products recrystallized by EmimAc/DMSO 31 , the TATB recrystallized by BmimHCO 3 and N 3333 HCO 3 are much more insensitive against impact. (Table S1 ) This phenomenon is attributed to the improved morphology of recrystallized TATB, which can be explained by hot spot theory of Bowden et al. 32 . Hot spots can be reduced by modifying the particles shape, surface roughness and size of energetic compounds. The defective particles in raw TATB are modified by recrystallization of bicarbonate ionic liquids, which can reduce the quantity of hot spots generated by external stimulus. Besides, with uniform particle surface and particle size, recrystallized TATB particles can lower the probability of hot spots and disperse the localized heat in time.
conclusion
In conclusion, we provided a new strategy to greatly improve the solubility and impact stability of TATB explosive. The super impact intensive TATB was obtained by recrystallization using BmimHCO 3 and N 3333 HCO 3 ionic liquids. The superior TATB has great potential for replacing existing TATB products, and it will make the weapons more secure. Furthermore, this method provides a new idea for dissolving the insoluble hydrogen-bond-rich materials. After obtaining high concentration solutions of hydrogen-bond-rich materials, NMR analysis could be introduced to study more details on their structures and properties.
experimental Section
General methods. All chemical reagents were purchased in analytical grade. IR were recorded on Bruker ALPHA infrared spectrometer by using attenuated total reflection (ATR) mode. 1 H and 13 C NMR spectra are recorded by Bruker AVANCE III HD with magnetic intensity 9.4 T and resonance frequency of 400 MHz and 100 MHz respectively. The samples are dissolved in locking solvent d 6 -DMSO and their chemical shifts are analyzed and recorded in ppm by compared with the internal standard tetramethylsilane (TMS). Differential scanning calorimetry (DSC) test were taken on TA Q20 calorimeter with nitrogen as shield gas and indium as standard. The temperatures were recorded from −80 °C to 400 °C in a heading speed of 10° min −1 . Thermogravimetric analysis (TGA) were finished on NETZSCH TG 209F1 with nitrogen as shield gas of 70 mL min −1 and heating from 25 to 500 °C at 0.1 MPa in 10 °C min −1 Hydrogen, carbon and nitrogen elemental analyses is finished by Elementar Vario MICRO CUBE instrument. Schimadzu-xrd-6100 recorded PXRD data from 5° to 80 ° in a rate of 0.2°/min. Microscopic morphologies of the TATB were taken by HLP-85C polarizing microscope. The SEM test were obtained by Hitachi TM3000. Sensitivity were test by BCJ drop hammer testing machine and BMC friction testing machine.
Theoretical study. The computations were taken by the Gaussian09 (Revision A.02) programs to analysis the geometric optimization and frequencies of molecules by using functional group B3LYP and basis set 6-311 + G(2d,p) 33, 34 . Single-point energies of all the molecules were also calculated at the level of B3LYP/6-311 + G(2d,p) 35, 36 . The optimized structures were get at the local energy minima on their potential energy surfaces and without any imaginary frequency. The NMR analysis results of TATB molecule was shown and analyzed by GaussView 5.0 program 37 .
Sensitivity test. According to the UN Recommendations on the Transport of Dangerous Goods-Tests and
Criteria 38 , the sensitivity was performed by BAM method. The sample of raw TATB and recrystallized TATB is enclosed in a special impact device which receiving and transferring the energy by drop weight. The impact www.nature.com/scientificreports www.nature.com/scientificreports/ sensitivity of explosive can be defined as the lowest impact energy leading to the explosive decomposed from at least one out of at least six trials. Impact energy is calculated from the drop weight (kg), the acceleration of gravity (m/s 2 ) and the fall height (m). If the sample at lower energy is no reaction, the test is continued with increased impact energies until the explosion is observed firstly. As for friction sensitivity test, the sample is test between the porcelain plate and peg at a load up to 360 N. The friction sensitivity of explosive can be defined as the highest friction load leading to the explosive decomposed from at least one out of at least six trials. If the sample at highest friction load (360 N) is no reaction, the result should be recorded as >360 N.
1-Butyl-3-methylimidazolium bicarbonate (BmimHCO 3 )
. Solid NaOH (400 mg, 10 mmol) was added in batches into 20 mL ethanol solution of 1-butyl-3-methylimidazolium bromide (2.19 g, 10 mmol) in Schlenk tube. The resulting mixture was stirred in N 2 atmosphere at room temperature for 4 h. A colorless solution was gotten after filtered the precipitate. Excess carbon dioxide was bubbled into the solution in air at room temperature. After removing the ethanol solvent and dried in the vacuum for 24 hours, a pale-yellow liquid of BmimHCO 3 was obtained in 83% yield. 1 
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